General Methods. Unless otherwise stated, all starting materials were purchased from commercial suppliers and used without further purification. THF was freshly distilled from sodium benzophenone ketyl; toluene, diisopropylamine, and (trimethylsilyl)acetylene were distilled from CaH 2 ; bis(trimethylsilyl)acetylene and 
In a second run, 3,4-diethynylthiophene (300 mg, 2.28 mmol) was cocyclized with BTMSA (5 mL) in toluene (10 mL) to give 3a (8%) and the diastereomers A (10%) and 2-Azabiphenylene: TfOH (0.30 mL, 3.4 mmol) was added to a solution of 6,7-bis(trimethylsilyl)-2-azabiphenylene 5 (50 mg, 0.17 mmol) in cyclohexane (2 mL) and the mixture stirred at r.t. for 2 h. Water (20 mL) and Et 3 N (10 mL) were added, the mixture extracted with CH 2 Cl 2 (3 x 20 mL), the volatiles removed, and the residue subjected to flash chromatography on silica gel (CHCl 3 ) to give 2-azabiphenylene (18 mg, 69 %): yellow oil. Spectral data were identical to those previously reported (ref. 14) . After 12 h stirring at 100°C, the reaction mixture was cooled to r.t., the gray residue was filtered and the solvent evaporated. Flash chromatography on silica gel (EtOAc-hexanes, 1:9) gave the product (65 mg, 80 %): yellow oil.
N 1-Azabiphenylene: TfOH (0.30 mL, 3.0 mmol) was added to a solution of 6,7-bis(trimethylsilyl)-1-azabiphenylene 7 (50 mg, 0.17 mmol) in cyclohexane (2 mL) and the mixture stirred at r.t. for 2 h. Water (20 mL) and Et 3 N (10 mL) were added, the mixture extracted with CH 2 Cl 2 (3 x 20 mL), the volatiles removed, and the residue subjected to flash chromatography on silica gel (CHCl 3 ) to give 1-azabiphenylene (21 mg, 81 %): yellow oil. Spectral data were identical to those previously reported (ref. 14).
6,7-Diiodo-1-azabiphenylene: A solution of ICl (49 mg, 0.30 mmol) in CH 2 Cl 2 (49 μL,)
was added to a solution of 6,7-bis(trimethylsilyl)-1-azabiphenylene 7 (10 mg, 0.03 mmol)
in CCl 4 (2 mL) and the mixture stirred at r.t. for 6 h. After quenching with a saturated solution of sodium bisulfate (10 mL) and extraction with CH 2 Cl 2 (3 x 20 mL), evaporation of the organic layers provided the diiodide (7.0 mg, 58 %): yellow oil. 
